ABSTRACT. Heating magnetic nanoparticles with high frequency magnetic fields is a topic of interest for biological applications (magnetic hyperthermia) as well as for heterogeneous catalysis. This study shows why FeC NPs of similar structures and static magnetic properties display radically different heating power (SAR from 0 to 2 kW.g -1 ). By combining results from Transmission Electron Microscopy (TEM), Dynamic Light Scattering (DLS) and static and time-dependent high-frequency magnetic measurements, we propose a model describing the heating mechanism in FeC nanoparticles. Using, for the first time, time-dependent highfrequency hysteresis loop measurements, it is shown that in the samples displaying the larger heating powers, the hysteresis is strongly time dependent. More precisely, the hysteresis area increases by a factor 10 on a timescale of a few tens of seconds. This effect is directly related to the ability of the nanoparticles to form chains under magnetic excitation, which depends on the presence or not of strong dipolar couplings. These differences are due to different ligand concentrations on the surface of the particles. As a result, this study allows the design of a scalable synthesis of nanomaterials displaying a controllable and reproducible SAR.
INTRODUCTION
agglomeration of MNPs reduces their heating due to an absence of mobility 25 and/or to the fact that the overall magnetic moment of agglomerates is reduced due to their magnetic flux closure configurations, reducing their tendency to interact with their neighbors. 26, 27 Thus, in samples without agglomerates and displaying large heating powers, the heating power is expected to increase with time following the dynamics of the NPs self-organization upon application of an alternating magnetic field. On the contrary, in samples with agglomerates, heating power is expected to remain small and constant with time. However, to the best of our knowledge, direct experimental proofs of these expected effects have never been reported. This will be done in the present work and monitored by a technique never used in this context: time-dependent highfrequency measurements.
Different MNPs have been synthesized for applications in magnetic hyperthermia. Among them, the most widely used are iron oxide-based systems due to their good biocompatibility. 26, [28] [29] [30] [31] [32] [33] However, for magnetically-induced catalysis where higher temperatures are required, iron carbide NPs (FeC NPs) can be better candidates. especially since these materials are ferromagnetic at room temperature and display moderate coercive fields and good colloidal stability. 2 Different preparation methods of FeCx NPs for applications in catalysis have been reported. [34] [35] [36] [37] [38] [39] Over the past years, our group has developed the synthesis of monodisperse Fe(0) NPs, either pure or bimetallic [40] [41] [42] [43] and their transformation into monodisperse iron carbide NPs. 5, 34, 44 High values of SAR of ca. 750 Wˑg -1 (100 kHz, 47 mT) were achieved for Fe(0)
NPs, 45 but their transformation into FeC NPs led to much enhanced SAR as well as better catalytic activity and air stability. Indeed, we recently reported the synthesis of FeCx NPs displaying heating properties in organic solvents that surpass those of any previously described material. 5, 44 The NPs were synthesized by carbidization of pre-formed monodisperse Fe(0) NPs using a mixture of syngas (CO/H2). We demonstrated that their very high SAR was related to the presence of the crystalline Fe2.2C phase. 5 However, different values of SAR could be obtained upon slightly modifying the reaction and purification conditions.
In this paper, we demonstrate that standard static magnetic measurements cannot discriminate between heating and non-heating Fe2.2C NPs. In our case, the heating properties can only be understood in terms of the presence or not of strong dipolar couplings resulting from the organization or agglomeration of the nanoparticles, which in turn depend on the surface ligands concentration. Time-dependent high-frequency magnetic measurements were employed for the first time to characterize the behavior of NPs assemblies under alternating magnetic fields. In association with dynamic light scattering they were found to be the key techniques to unveil the origin of the differences in the heating properties of the samples. These findings constitute a novel insight into the relationship between the synthesis of NPs and their final heating properties and allowed to design robust procedures for the production of FeC NPs based nanomaterials displaying high and reproducible heating powers.
RESULTS AND DISCUSSION

Heating and non-heating Fe2.2C NPs obtained by carbidization of Fe(0) NPs.
In our previous work, we explored the synthesis of Fe2.2C NPs through carbidization of preformed monodisperse Fe(0) NPs under a syngas mixture in mesitylene. 5 In that preliminary study, the carbidization was performed starting from Fe(0) NPs of 12. Table 1 ). The excellent heating power of the Fe2.2C NPs obtained after carbidization incited us to optimize and scale-up the reaction. Thus, in order to purify more extensively the surface of the particles, a more efficient washing of the powder led to Fe(0) NPs
Fe-1, with a Fe content of 78% determined by thermogravimetric analysis (TGA). Surprisingly, even though the carbidization of these NPs was performed under similar conditions to those described in our previous work (reaction time of 96 hours), a strong agglomeration of the FeC NPs (NPs FeC-1 in Table 1 , see also Figure 1 -a and S1) was observed by transmission electron microscopy (TEM). Table 1 ). In addition, NPs FeC-1 were not dispersible in mesitylene, in contrast to the NPs FeC-ref prepared in our previous work.
Furthermore, the NPs rapidly precipitated even after external addition of solubilizing ligands and sonication at room temperature. Finally, the size of the FeC NPs FeC-1 after carbidization was only marginally increased compared to the starting Fe(0) NPs (from 12.5 ± 1.3 nm to 13.7 ± 1.6 nm). Extending the carbidization time to 7 or 8 days induced the coalescence of the NPs to give large nanoobjects of more than 200 nm observed by TEM. These results suggest a noninnocent role of the ligands in the carbidization process.
Analysis of the Mössbauer spectrum (see Fig S2) showed the presence of the heating carbide The role of this layer in the on-off behaviour of the heating power has then to be clarified. It has been previously shown that the presence of more than 2 wt% of SiO2 deteriorates the magnetic permeability of a hard magnetic material such as bulk barium ferrite, 46 but here, this is not the case since the Ms of the FeC-1 NPs determined by VSM is very similar to that measured for the FeC-ref NPs (see Table 1 ). Then, the on-off behaviour of the heating power has to be related their SAR measured at µ0Hrms of 47 mT with a f of 93 kHz was 1260 W.g -1 (see Table 1 and Fig S8) . The FeC-2 NPs were also characterized by the same techniques as the FeC-1 NPs (see Interestingly, despite their better heating properties, the degree of carbidization of the FeC-2
NPs was lower than for FeC-1, as deduced from the lower content of the Fe2.2C and Fe5C2 phases in the Mössbauer spectroscopy (see Table 1 ). This fact also indicates that the absence of heating power in NPs FeC-1 is not related to the carbidization degree and raises the question of the heating mechanism. From the above data we can conclude that the low ligand content of the Fe-1 NPs modifies the kinetics of the carbidization process and that the FeC-1 NPs present different surface properties and tend to agglomerate. Indeed, XPS spectrometry revealed that NPs FeC-2 were free of Si, contrary to FeC-1. XPS also showed that NPs FeC-2 were richer 
in Fe(0) at their surface and less oxidized than NPs FeC-1, which may be again linked to the presence of the Si containing layer in the latter (see Fig S6) .
In order to re-disperse the agglomerates, a sample of 50 mg of the FeC-1 NPs was heated at 150 °C in mesitylene in the presence of 0.2 equivalents of palmitic acid for 2 hours. A darkbrown suspension that contained the FeC-3 NPs was recovered after the reaction. Although the suspension was stable for 1 hour and only thereafter the NPs started to precipitate, large agglomerates were still observable by TEM (see Figure S12 ) together with few isolated NPs. Figure S14 ).
Understanding the heating mechanism of FeC NPs in solution.
Thanh and co-workers have observed a correlation between the heating properties of multi-core iron oxide NPs and their dispersion in solution. 27 The authors concluded that a better magnetic heating power was associated to less inter-particle interactions as deduced by Dynamic Light Scattering (DLS). Thus, DLS measurements in mesitylene solution evidence for FeC-3 the presence of large agglomerates displaying a DH of 590 ± 380 nm (38% population) and 121 ± 40 nm (62% population) (see Figure 2 ). In contrast, for FeC-2 displaying a good heating power, a single distribution was observed in the DLS with a DH of 14.3 ± 1.0 nm. This indicates that inter-particle interactions in solution are a determining factor for explaining the heating properties as previously proposed. In order to confirm this hypothesis, we studied the intrinsic magnetic properties of FeC-2 and FeC-3 by dispersing the nanoparticles in tetracosane at 60 °C and performing magnetic measurements. Tetracosane solidifies at low temperature and freezes the position of the particles in the medium. This then limits the magnetic interactions between the particles (see Table 2 ). The FeC-1 NPs could not be studied as they were not dispersible due to the presence of the larger agglomerates. A zero-field cooled -field cooled (ZFC/FC) experiment with a µ0H0 of 10 mT was run, together with the hysteresis loops measurements at 300 K and 5 K (see Fig   S16-18) . Even though the NPs were diluted in tetracosane to very low Fe concentrations (Fe wt% of ~ 0.01%), in both cases the NPs were far from being well-dispersed and strong interactions between the particles still remained. Thus, the apparent superparamagnetic blocking temperature (Tb) at which the ZFC and FC graphs matched was above 300 K, which we attribute to the agglomerates present at different degree in each sample. 48 Higher values of Hc and Mr, as well as a saturation of the loops at lower amplitudes of magnetic field were found for FeC-2 in the hysteresis loops at 5 K after dilution in tetracosane, which agrees with weaker interactions in this sample. ZCF/FC curves indicate that both samples are aggregated but no qualitative conclusion on the difference between the two samples can be provided.
To gain a more precise understanding of the magnetic properties of this system, we turned to measurements under dynamic conditions which are more representative of the situation under hyperthermia conditions. We measured the high-frequency hysteresis loops of both samples under an alternating magnetic field of µ0Hrms = 37 mT and 50 kHz using a previously described set-up. 49 The high-frequency hysteresis cycles for the FeC-2 and FeC-3 were completely different (see Fig S19) : FeC-2 displayed a fully opened hysteresis loop with a maximum magnetization at 37 mT of 84 A·m 2 ·kg -1 , whereas FeC-3 displayed a very small response to the magnetic excitation, with an almost reversible response and a maximum magnetization at 37 mT of 28 A·m 2 ·kg -1 . The hysteresis area is 23 times larger for FeC-2 than for FeC-3, in agreement with its much more efficient heating. These results demonstrate that although the magnetic properties of the NPs under static conditions are similar for both systems, their dynamic magnetic properties are not comparable. To have a deeper insight into the origin of the difference in heating between the two samples, high-frequency hysteresis loops for FeC-2 and FeC-3 were recorded as a function of time using the same set-up. A very different behaviour was found between the two samples (see Fig 3) . To the best of our knowledge, this is the first time that high-frequency hysteresis loops as a function of time are measured for characterizing the heating power of MNPs. First, it clearly evidences that heating power can be a time-dependant property, which was overlooked in previous works. Second, the results obtained on these two samples illustrate that timedependent high-frequency hysteresis loops constitute a precious tool to understand the origin of heating power in solution of MNPs: whereas the two samples we had measured displayed similar magnetic properties under VSM, their heating properties were very different, which is related to the possibility for one of them to organize in solution.
Whereas the hysteresis loops for NPs
Finally, we carried out an additional experiment to observe the formation of chains under hyperthermia conditions. When a drop of the above-mentioned solutions was deposed on a grid in the presence of an alternating magnetic field of µ0Hrms = 33 mT and 93 kHz and left to evaporate to dryness, the formation of chains of size within the range of 0.5-5 µm that were aligned with the magnetic field direction was clearly observable in the TEM micrographs of FeC-2 (see Fig 4. and Fig S22) . However, in the case of the non-heating NPs FeC-3, no anisotropic orientation along the magnetic field could be observed and the NPs remained in the form of big amorphous agglomerates. We conclude this part by presenting a summary of our view on the mechanism at the origin of heating in these samples. The overall hysteresis loop of assemblies of MNPs is the combined result of i) their physical rotation under the influence of the torque or of thermal agitation, and ii) their magnetization reversal. In our case, we consider that agglomerates of MNPs do not rotate under the influence of the magnetic field because they are rather large objects with a very weak remnant magnetization so the torque they undergone is extremely small. In the case of chains, however, we cannot exclude that part of the reversal is due to their physical rotations, but there is so far no suitable model permitting to easily calculate the reversal time of an anisotropic assembly of nanoparticles. Moreover, even if this model existed, it would require knowing precisely the length and width of the chains during the application of the magnetic field. In any case, whatever the underlying mechanism, Fig. 3(a) illustrates well that the coercive field of the chains is close but below the applied alternating magnetic field, which explains why FeC particles display large heating power upon magnetic moment reversal. at the end of reaction. More precisely, the pressure drop observed was 0.7 bar for FeC-8 and of >1.5 bar for FeC-9, which can be related to the stronger coordination of PA to the NPs as compared to the HDA. In addition, PA was found to produce FeC NPs displaying higher heating power. Thus, the SAR measured for the FeC-8 NPs was 2020 W·g -1 whereas it was only 610 W·g -1 for the FeC-9 NPs when applying a field of µ0Hrms of 47 mT and a frequency of 93 kHz (see Figure 5 and Experimental section).
The agglomeration degree was again found to play a role on the heating power, since the FeC-9 NPs were much more agglomerated than the FeC-8 NPs in agreement with the much better coordination properties of PA compared to HDA. In addition, on the XRD diffractogram of the FeC-9 NPs, some peaks corresponding to iron oxide were observed. This can be attributed to the competition between water resulting from the carbidization process and the amine ligand for iron coordination, competition which is not present when PA is used. NPs FeC-8, were also studied by Mossbauer spectroscopy (see Fig S31) . The percentages of the Fe2.2C (69.6%) and However, for the NPs FeC-8 displaying the highest value of SAR, the area of the hysteresis loops reached a maximum of 14 mJ·g -1 after 5-10 s of field exposure, but rapidly decreased because the chains were coming out of the solution as observed in the calorimetry experiments and thus their heating power could not be measured anymore (see Fig S38) . Furthermore, chain formation was faster in this case, and the hysteresis loops began to open very rapidly, 0.1 s of exposure to the magnetic field. values. The nature of the ligand also influences the preparation of FeC NPs. PA coordinates more strongly to the surface of the Fe(0) NPs than HDA. 42 The oxidation of the NPs FeC-9
observed in the XRD is in agreement with this hypothesis. If HDA gives weaker interactions with the NPs, they are more prone to react with the water that is generated in the carbidization process leading to partial oxidation of the surface. In addition, PA may assist the shift of the surface-coordinated hmds by protonation, hence helping to avoid the formation of the Si containing amorphous layer that embeds the agglomerates composing the non-heating NPs 
CONCLUSIONS
In this work, in order to scale-up the reproducible synthesis of highly heating magnetic nanoparticles and to understand their heating mechanism, we have extended our previous studies concerning the synthesis under syngas of FeC NPs by carbidization of pre-formed Fe(0)
NPs. We have studied their structure and their heating properties in detail. We have discovered a surprising effect of the extended washing of the starting Fe(0) nanoparticles. When the nanoparticles surface is depleted of its ligands after extended washing, the particles are strongly and irreversibly agglomerated and cannot align in an alternating magnetic field. The result is the absence of heating properties of these nanomaterials. Control over the ligands concentration on the surface of the NPs is therefore a pre-requisite to prepare nanoparticles displaying a controllable and reproducible heating power. In parallel, this work explores the heating mechanism in magnetic nanoparticles, demonstrates the importance of dynamic magnetic measurements and brings forward a new indication of the importance of dipolar interactions, here specifically in solution, for controlling the heating power of magnetic materials.
Finally, when controlling the Fe concentration at the beginning of the reaction, the carbidization process showed good reproducibility and scalability. We believe that this work represents an important advance in the synthetic control of well-dispersed homogeneous magnetic NPs, here
FeC NPs, displaying reliable heating properties in the objective of future applications.
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